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EtOAc (4x) and the combined organic layers were washed twice each with sat. Na 2 S 2 O 3 solution, water and brine, and then dried (MgSO 4 ). The crude product was purified by column chromatography (5:1 CH 2 Cl 2 :EtOAc) to afford 1 (2.72 g, 50%) as an orange solid. 1 to the solution and the reaction was then stirred at 50 °C under N 2 for 12 h. After cooling the solvent was removed in vacuo. The resultant solid was dissolved in minimal CH 2 Cl 2 and then purified through a silica plug to yield 2 (1.31 g, 59%) as a brown solid. 1 
S2. Titrations
General Titration Procedures. A stock solution of 1·PF 6 (0.1 mM) was prepared in DMSO-1.4 wt% water and sonicated for 1 minute. The stock solution was then used to prepare experimental host solutions at 30 ± 0.1 μM of which 1.75 mL was transferred to a septum sealed cuvette. To maintain a constant host concentration, remaining experimental host solution was then used to dissolve NBu 4 X salts which were prepared in septa-sealed vials. Aliquots of NBu 4 X were added to the host cuvette with a gastight syringe, and a spectrum was recorded after each addition. Binding constants were determined by non-linear regression fit to a 1:1 model using the Bindfit binding program. 3 Titrations with each anion were performed in triplicate and the average of the resulting binding constants were reported with under 15% error. Table S1 . Calculated association constants (K a ) for 1·PF 6 in DMSO (1.4% water w/w) obtained by fitting to a 1:1 host-guest model in Bindfit. Error is less than ±15%. 54 
UV-Vis Titration of Iwith 1·PF 6

Fig. S4
Representative binding isotherm for Cltitration of 1·PF 6 in DMSO-1.4 wt% water determined by UV-Vis spectroscopy. S10
S3. X-ray Crystallography
General. Diffraction intensities for 1·PF 6 , 1·Cl, 1·Br, and 1·I were collected at 173 K on a Bruker Apex2 DUO CCD diffractometer using CuK radiation, = 1.54178 Å. Absorption corrections were applied by SADABS. 4 Space groups were determined based on intensity statistics (1·Cl, 1·Br, 1·I ) and systematic absences (1·PF 6 ). Structures were solved by direct methods and Fourier techniques and refined on F 2 using full matrix least-squares procedures. All non-H atoms were refined with anisotropic thermal parameters. 
